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We obtained new results on treating of benzoxazole derivatives with dimethyl
acetylenedicarboxylate (DMAD) in alcohols at room temperature and discussed
plausible mechanisms for these addition reactions,

1) Benzoxazcle derivatives (1)} and DMAD gave 1 : 1 : 1 adduct (2, solvent adduct),

1:1: 1 adduct (3, H,O0 adduct) and a ring opened compound {4). The structure

2
of another addition product was elucidated to be (53) by spectral data and X-ray
analysis.

2} 2-Alkylbenzoxazole derivatives (6) and DMAD gave 1 : 1 : 1 adduct (7, HZO
adduct), a ring opened compound (8), a compound containing seven membered ring
(9) and 1 : 1 : 1 adduct {10, solvent adduct).

3} We could easily prepare 5 and 5' by heating of aminophenol derivatives or amino-
alcohols with excess volume of DMAD in dioxane, Furthermore, we could prepare
1l and 1ll1' by treating of c-phenylenediamine derivatives or diamines in similar

conditions. Compound (11) was heated by refluxing in DMSO to give a novel

tricyclie compound (12).

Iil E Ili E
R, NG | E Ry NP E
I
0 CHE I % CHE
R, 0 R, 0
5 5’
Eli E EI B
E
Rl N z E Rl N y
! [
CHE .
R, N0 R, N* X, CHE
JI i
H E = COOCH,
11 11’

— 164 —




